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(57) ABSTRACT

A method of manufacture for a carbon/carbon part including
a method to remove contamination from an intermediate
product of the carbon/carbon part and furnace utilizing a
gaseous reducing agent hydrogen gas to reduce the contami-
nates, thereby causing the contaminates to transition to a
gaseous state at relatively lower temperatures. A method to
remove contamination from an intermediate product of the
carbon/carbon part and furnace utilizing hydrogen gas to
reduce the contaminates, thereby causing the contaminates
to transition to a gaseous state at relatively lower tempera-
tures.
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FIG. 2
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FIG. 3

301
320
Introduce gaseous
reacting agent into
furnace
340 Bring temperature of
chamber to second
temperature, second
yressure
350

Remove gaseous
reducing agent

360 Bring chamber to third
temperature

370 Adjust interior of
chamber to third
pressure
380

Remove contaminates
In a gaseous state




U.S. Patent Sep. 28, 2021 Sheet 4 of 4 US 11,131,503 B2

FIG. 4

401

420

Introduce hydrogen gas

into furnace

450
\

Remove hydrogen gas
agent

470

Adjust furnace
pressure

480

Remove contaminates
In a gaseous state




US 11,131,503 B2

1

CARBON FIBER, CARBON COMPOSITE
AND FURNACE PURIFICATION BY

HYDROGEN REDUCTION FOLLOWED BY
THERMAL HEAT TREATMENT

FIELD

This disclosure relates to the manufacture of carbon
brake.

BACKGROUND

Carbon fiber reinforced carbon matrix composite (C/C
composite) 1s olten used in high performance braking sys-
tems, including braking systems for aircrait. Contamination,
especially metallic contamination can negatively aflect the
composite’s chemical and structural properties, which 1n
turn may negatively impact brake performance. The con-
tamination could come from carbon fiber precursors, the
fiber preform needling process, CVI deposit or pitch/resin
infiltration processing, and/or furnace heat treatment, as well
as other processes. Constructing a clean C/C composite 1s a
challenge 1n Carbon brake manufacturing.

SUMMARY

In various embodiments, a method of manufacturing a
carbon/carbon brake disk may comprise: forming a carbon
fiber preform, placing the carbon fiber preform within a
furnace, purifying the preform with a gaseous reducing
agent, carbonizing the preform, and densifying the preform.
In various embodiments, reducing the contamination the
preform with a gaseous reducing agent may comprise:
introducing the gaseous agent into the furnace at a first
temperature, bringing the furnace to a second temperature
causing the gaseous agent to react with and reduce a
contaminate, and removing the gaseous reducing agent by
one of a first pressure differential and a first purging gas
flow. According to various embodiments the gaseous reduc-
ing agent may be a hydrogen gas. In various embodiments
the furnace may be at a first pressure when the hydrogen gas
1s introduced. According to various embodiments, the fur-
nace may be at a second pressure when the furnace 1s at a
second temperature. In various embodiments, reducing the
contamination on the preform may further comprise bring-
ing the furnace to a third temperature; adjusting the furnace
to a third pressure, wherein the contaminate transitions 1nto
a gaseous state; and creating one ol a second pressure
differential and a second purging gas tflow to remove the
second group of contaminates. In various embodiments, the
first pressure may be between 0.5 kPa and 31 kPa. In various
embodiments, the furnace may be held at the second tem-
perature for a reduction time.

In various embodiments, a method of removing contami-
nation from at least one of a furnace and an intermediate
product of the carbon/carbon part within the furnace may
comprise introducing a gaseous reducing agent mto a fur-
nace containing the carbon fiber preform at a first tempera-
ture; bringing the furnace to a second temperature, causing,
the gaseous reducing agent to react with and reduce a
contaminate; and removing the gaseous reducing agent from
the furnace. The gaseous reducing agent may be removed by
creating a {first pressure differential, or by using a {irst
purging gas flow. In various embodiments, the furnace may
be at a first pressure when the gaseous reducing agent 1s
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introduced. According to various embodiments, the furnace
may be at a second pressure when the furnace 1s at a second
temperature.

According to various embodiments, a method of remov-
ing contamination from at least one of a furnace and an
intermediate product of the carbon/carbon part within the
furnace may additionally comprise bringing the furnace to a
third temperature, wherein the contaminate may transition
into a gaseous state; and removing the second group of
contaminates. The second group of contaminates may be
removed by creating a second pressure differential within
the furnace, or by a second purging gas flow.

In various embodiments, the first temperature may be
between 0° C. and 40° C. In various embodiments the
second temperature may be greater than the first tempera-
ture. In various embodiments the second temperature may
be between 500° C. and 900° C. In various embodiments the
third temperature may be between 1700° C. and 2400° C.

In various embodiments, a method of removing contami-
nation from at least one of a furnace, a carbon fiber preform
within the furnace, and a carbon composite in the furnace
may comprise introducing hydrogen gas into a furnace,
allowing the hydrogen gas to react with and reduce a
contaminate; and removing the hydrogen gas from the
furnace. The hydrogen gas may be removed by creating a
first pressure diflerential, or a first purging gas flow. Accord-
ing to various embodiments the furnace may be at a first
pressure when the hydrogen gas 1s imntroduced. According to
vartous embodiments, the furnace may be at a second
pressure when the furnace 1s at a second temperature. In
various embodiments, the method may further comprise
adjusting the furnace to a third pressure, wherein the con-
taminate may be converted 1nto a gaseous state; and remov-
ing the second group of contaminates. The second group of
contaminates may be removed by creating a second pressure
differential within the furnace, or by a second purging gas
flow.

According to various embodiments the method of remov-
ing contamination from at least one of a furnace, a carbon
fiber preform within the furnace, and a carbon composite 1n
the furnace may further comprise removing reactive gases
from the furnace with a pre-reduction purging gas tlow
betore the hydrogen gas 1s introduced. According to various
embodiments the contaminate comprises at least one of
sodium, potassium, calcium, 1ron, nickel, titantum and sili-

con. In various embodiments, the first pressure 1s between
0.5 kPa and 31 kPa.

BRIEF DESCRIPTION OF THE DRAWINGS

The subject matter of the present disclosure 1s particularly
pointed out and distinctly claimed 1n the concluding portion
of the specification. A more complete understanding of the
present disclosure, may best be obtained by referring to the
detailed description and claims when considered 1n connec-
tion with the figures. Within the figures, like numerals
denote like elements.

FIG. 1. illustrates a cross sectional view of a furnace used
in the carbonization process of preforms, 1n accordance with
various embodiments;

FIG. 2. illustrates a method of manufacturing a carbon/
carbon brake disk, 1in accordance with various embodiments;

FIG. 3. 1llustrates a method of purification using a gaseous
reducing agent, 1mn accordance with various embodiments;
and
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FIG. 4. 1llustrates a method of purification using hydrogen
gas, 1n accordance with various embodiments.

DETAILED DESCRIPTION

All ranges and ratio limits disclosed herein may include
their upper and lower limits and may be combined. It 1s to
be understood that unless specifically stated otherwise,
references to “a,” “an,” and/or “the” may include one or
more than one and that reference to an item in the singular
may also iclude the 1tem 1n the plural.

The detailed description of exemplary embodiments
herein makes reference to the accompanying figures, which
illustrate exemplary embodiments as examples, and are not
limiting on the methods described herein. While these
exemplary embodiments are described in suflicient detail to
cnable those skilled 1n the art to practice the exemplary
embodiments of the disclosure, it should be understood that
other embodiments may be realized and that logical changes
and adaptations in design and construction may be made 1n
accordance with this disclosure and the included teachings.
Theretore, the detailed description disclosed herein 1s for
purposes of 1llustration only and not limitation. The steps
recited 1n any of the method or process descriptions may be
executed 1n any order and are not necessarily limited to the
order presented or the exemplary process 1n which the steps
appear 1n this disclosure. That 1s, steps recited 1n any of the
method or process descriptions may be applied to and/or
removed from any of the exemplary methods or processes
described herein. Moreover, many of the functions or steps
may be outsourced to or performed by one or more third
parties. Furthermore, any reference to singular includes
plural embodiments, and any reference to more than one
component or step may include a singular embodiment or
step. Also, any reference to attached, fixed, connected or the
like may include permanent, removable, temporary, partial,
tull and/or any other possible attachment option.

With reference to FIG. 2, a method of manufacturing a
carbon/carbon brake disk, 201, 1s disclosed herein. Carbon/
carbon parts (“C/C”) m the form of Iriction disks (also
referred to as a carbon/carbon brake disks) are commonly
used for aircraft brake disks, race car brakes, and clutch
disks. Carbon/carbon brake disks are especially useful in
these applications because of the superior high temperature
characteristics of C/C material. In particular, the carbon/
carbon material used 1n C/C parts 1s a good conductor of heat
and 1s able to dissipate heat generated during braking away
from the braking surfaces. Carbon/carbon matenal 1s also
highly resistant to heat damage, and thus, 1s capable of
sustaining Iriction between brake surfaces during severe
braking without a significant reduction 1n the friction coet-
ficient or mechanical failure. Furthermore, carbon/carbon
brake disks are useful because they are relatively light
weilght, 1 particular 1n comparison to previous steel brakes.

One method of manufacturing C/C materials 1nvolves
tabricating a carbon fiber preform from an oxidized poly-
acrylonitrile (PAN) fiber (also referred to as “OPF”) or
carbon fiber, followed by carbonization, chemical vapor
infiltration (CVI) densification and composite heat treat-
ment. As used herein, a fiber preform 1s porous, and the
terms preform, fibrous preform, and porous structure may be
used interchangeably. The CVI/CVD process cycles are
continued, 1n conjunction with machining the preform
between infiltration cycles 11 desired, until the desired part
density 1s achieved. In various embodiments, machining the
surfaces of the preform may open surface porosity, thereby
tacilitating weight increases (1.e., density increases) in the
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preform during subsequent densification steps. Herein, “an
intermediate product of the carbon/carbon part” may be one
of carbon fiber preforms (carbon preforms), porous struc-
tures, fibrous preforms, carbomzed preforms, or composite
structures (carbon composites).

In general, C/C parts produced using the OPF, carbon-
ization, CVI/CVD densification and composite heat treat-
ment method are made in four successive manufacturing
steps. First, a carbon fiber preform (also referred to herein as
a carbon preform) 1s fabricated, step 210, utilizing a variety
of textile manufacturing techniques. Typically, the carbon
preform 1s made from OPF or carbon fiber. Although numer-
ous techniques are known in the art for making carbon
preforms from OPF, a common technique mvolves stacking
layers of OPF to superimpose the layers. The added layers
may then be needled perpendicularly to the layers with
barbed textile needles. The needling process generates a
series of z-fibers through the fiber preform that extend
perpendicularly to the fibrous layers. The z-fibers are gen-
erated through the action of the needles pushing fibers from

within the layer (x-y or in-plane) and reorienting them in the
z-direction (through-thickness). Needling of the fiber pre-
form may be done as one or more layers are added to the
stack or may be done after the entire stack i1s formed. The
needles may also penetrate through only a portion of the
fiber preform or may penetrate through the entire fiber
preform. In addition, resins are sometimes added to the fiber
preform by either injecting the resin into the fiber preform
following construction or coating the fibers or layers prior to
forming the fiber preform. Fiber preforms may also be made
from pitch based fiber tows and/or from rayon fiber tows.

The carbon fiber preform may then be placed within a
furnace 1n step 210 for further processing. This may include
purification of the carbon preform, step 230, and may
additionally comprise purification of the vessel or furnace
that 1s has been placed 1n.

With brief reference to FIG. 1, in various embodiments
the furnace 101 may undergo a pre-reduction purging gas
flow to remove reactive gases, such as oxygen, from the
furnace. The pre-reduction purging gas tlow may be done
using an inert gas such as argon, helium, krypton, neon, or
xenon, or a gas with low reactivity such as nitrogen gas (N,).

Next, a gaseous reducing agent can be introduced to the
interior 102 of the furnace 101. The amount of the gaseous
reducing agent introduced may be proportional to the
amount of contaminates that are to be removed. The gaseous
reducing agent may be hydrogen gas (H,). At this point, the
furnace 101 will be a first temperature between 0° C. and 40°
C. (32° F.-104° F.), 10° C. and 30° C. (50° F.-86° F.) or 15°
C. and 25° C. (59° F.-77° F.). The pressure within the
furnace 101 can be at a first pressure between 0.5 kPa-31 kPa
(4 torr-240 torr), or 2 kPa and 8 kPa (15.5 torr-60 torr). Next,
the interior 102 of the furnace 101 can be brought to a
second temperature. This second temperature may be
between 500° C. and 900° C. (932° F.-1652° F.), 550° C. and
850° C. (1022° F.-1562° F.), or 600° C. and 800° C. (1112°
F.-1472° F.). As the temperature 1s raised from the first
temperature to the second temperature, the furnace 1s sealed.
As a result, the pressure will increase from the first pressure
at the first temperature to a second pressure at the second
temperature. This second pressure may be between 13 kPa
and 400 kPa (100 torr-3,000 torr), or 46 kPa and 100 kPa
(350 torr-7350 torr). The second pressure will force the
gaseous reducing agent into the fibrous preform and 1nto the
walls of the furnace. This allows the gaseous reducing agent
to come 1nto contact with a greater amount of contaminates.
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The introduction of the gaseous reducing agent at these
temperatures and pressures will cause the reduction of the
contaminates on the preform 120 from an 1onic compound or
state to the elemental form (i.e., oxidation state of 0). The
gaseous reducing agent can be left within the furnace 101 at
the second temperature and the first pressure for a reduction
time, to allow the reduction reactions to occur. A first group
of contaminates may be reduced, and a second group of
contaminates may be reduced at the first pressure and second
temperature over the course of a reduction time. Depending,
on the amount of contaminates, gaseous reducing agent
added, the temperature used, and the pressure used, the
reduction time may be between five minutes and six hours,
10 minutes and four hours, or 15 minutes and two hours.

Once the contaminates are reduced through a chemical
reaction from an oxidized to elemental form, they will
sublimate or vaporize at a lower temperature and/or higher
pressure. A first group of the contaminates may sublimate at
the second temperature and first pressure. The remaiming,
gaseous reacting agent can be removed, or substantially
removed, from the furnace 101, by creating a {irst pressure
differential, or using a first purging gas flow. (In this specific
context “substantially removed” means that the majority of
the gaseous reducing agent 1s removed.) In some circum-
stances, this may be done through an exhaust valve, 104. The
first purging gas flow may be created by flowing an 1nert gas
such as argon, helium, krypton, neon, or xenon, or a gas with
low reactivity such as nitrogen gas (N, ) 1nto and out of the
furnace. At the second temperature, some of the contami-
nates may have sublimated or vaporized. These contami-
nates may also be removed along with the hydrogen gas by
creating a {irst pressure differential.

The tfurnace 101 may be heated to a third temperature.
This third temperature may be between 1700° C. and 2400°
C. (3092° F.-4352° FE.), 1800° C. and 2300° C. (3272°
F.-4172° F.), or 1900° C. and 2200° C. (3452° F.-3992° F.).
The third temperature may instead be set to slightly above
the vaporization temperature for a particular contaminate.
The pressure within the furnace 101 can also be decreased
to a third pressure, step 370. In some embodiments, this third
pressure may be between 0.5 Pa and 15.0 Pa+/-0.3 Pa. In
step 380, at these temperatures and pressures, the remaining
reduced contaminates will continue to sublimate, and be
removed from the furnace 101 through a continuous second
pressure differential or second purging gas flow. In various
embodiments the second pressure differential may not be
continuous, but rather may be created aiter the heating has
occurred. In various embodiments the second purging gas
flow may not be continuous, but rather it may be mitiated
alter the heating has occurred.

After the carbon preform 1s purified, 1t 1s carbonized, step
280 to convert the OPF into carbon fibers 1n a process
referred to herein as carbomization/graphitization. Typically,
preforms are carbonized by placing the preforms in a
furnace with an nert atmosphere. As used herein, the phrase
“furnace” may include any suitable furnace, vessel, tank,
chamber, and/or the like. During carbonization/graphitiza-
tion, the heat of the furnace causes a chemical conversion
which drives off the non-carbon materials from the preform.
Carbonization/graphitization may be conducted in a vacuum
or partial vacuum (e.g., at pressures of 1-15 torr) (133 Pa to
1,999 Pa) or 1n an inert atmosphere at a temperature 1n the
range from about 1,400° C. to about 2,800° C. (2,552° F. to
about 5,072° F.), and 1n various embodiments in the range
from about 1,400° C. to about 2,500° C. (2,552° F. to about
4,532° F.), and 1n various embodiments 1n the range from
about 1,400° C. to about 2,200° C. (2,552° F. to about 3,992°
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F.) (wherein the term about in this context only means
+/—100° C.) for a period of time in the range of up to about
60 hours, and in various embodiments, 1n the range up to
about 10 hours (wherein the term about 1n this context only
means +/—2 hours). The resulting carbonized preform gen-
crally has the same fibrous structure as the carbon preform
betore carbonizing. However, the OPF have been converted
to over 90% carbon or very near 100%, for example from
90% carbon to 99.9% carbon. The resulting carbonized
preform may be referred to as having a fibrous network. In
various embodiments, the preform may comprise any geom-
etry.

After the fiber preform has been carbonized, the preform
1s densified 1n step 290. The preform may be referred to as
a “porous structure” before and during densification. In
general, densification 1nvolves filling the voids, or pores, of
the porous structure with additional carbon material. This
may be done using the same furnace used for carbomzation

or a different furnace. Typically, chemical vapor infiltration
and deposition (“CVI/CVD”) techniques are used to density

the porous structures with a carbon matrix. This commonly
involves heating the furnace and the preforms, and tlowing
a reactant gas comprising, for example, hydrocarbon gases
(e.g., at least one of methane, ethane, propane, cyclopentane,
hydrogen, nitrogen, helium, argon, an alkane, and/or the
like, as described herein) into the furnace and around and
through the preforms. The hydrocarbons may comprise
alkanes, for example, straight chain, branched chain and/or
cyclic alkanes, having from 1 to about 8 carbon atoms, and
in various embodiments from 1 to about 6 carbon atoms, and
in various embodiments from 1 to about 3 carbon atoms.
Methane, ethane, propane, cyclopentane, or mixtures of two
or more thereof may be used. The reactant gas may comprise
one or more alkanes of 2 to about 8 carbon atoms, and 1n
various embodiments from 2 to about 6 carbon atoms.
Mixtures of one or more alkanes of 1 to about 8 carbon
atoms with one or more alkenes of 2 to about 8 carbon atoms
may be used. In various embodiments, the CVI/CVD pro-
cess may include a temperature gradient. In various embodi-
ments, the CVI/CVD process may include a pressure dii-
terential. As used herein, CVI/CVD may refer to chemical
vapor infiltration or chemaical vapor deposition. Accordingly,
CVI/CVD may refer to chemical vapor infiltration or depo-
s1tiomn.

CVI/CVD densification may be conducted 1n a vacuum or
partial vacuum (e.g., at pressures of 133 Pa to 1,999 Pa (1
torr-15 torr) or 1n an inert atmosphere at a temperature in the
range irom about 900° C. to about 1100° C. (1,652° F. to
about 2012° F.), and 1n various embodiments in the range of
up to about 1,000° C. (1,832° F.) (wherein the term about in
this context only means +/-100° C.) for a period of time in
the range from about 150 hours to about 350 hours, and 1n
various embodiments, in the range from about 300 hours to
about 700 hours (wherein the term about 1n this context only
means +/-24 hours). The number of hours used 1n a CVI/
CVD process may be referred to as hours on gas (“HOG”).

As a result, carbon decomposes or pyrolyzes from the
hydrocarbon reactant gases and 1s deposited on and within
the preforms. Typically, the densification process 1s contin-
ued until the preform reaches a density 1n the range from 1.6
to 1.9 grams per cubic centimeter (g/cc), and 1n various
embodiments, a density of approximately 1.75 g/cc. When
the densification step 1s completed, the resulting C/C part
has a carbon fiber structure with a carbon matrix infiltrating,
the fiber structure, thereby deriving the name “carbon/
carbon.”




US 11,131,503 B2

7

The term “composite structure” may refer to a densified
porous structure. The composite structure may comprise a
porous structure with a solid residue or matrix dispersed
within. The composite structure may comprise a carbona-
ceous porous structures with a carbonaceous matrix dis-
persed within. This may be referred to as a carbon/carbon
composite. The composite structure may comprise a ceramic
porous structure with a ceramic or oxide matrix dispersed
within. The composite structure may comprise a mixed or
hybrid composite structure such as a carbon porous structure
with a ceramic or oxide matrix dispersed within, a carbon
porous structure with a mix of carbon and ceramic or oxide
matrix dispersed within, a ceramic porous structure with a
carbon matrix dispersed within, a ceramic porous structure
with a mix of carbon and ceramic or oxide matrix dispersed
within, and/or the like. In various embodiments, the com-
posite structure may comprise carbon, silicon, silicon car-
bide, silicon nitride, boron, boron carbide, aluminum nitride,
titantum nitride, cubic zirconia, and Si1C,N,, where x 1s a
number in the range from about zero to about 1, and vy 1s a
number 1n the range from about zero to about 4/3. The
composite structure may comprise a first surface, a second
surface and at least one other surface connecting the first
surface and the second surface. In various embodiments, and
as used herein, any surface may comprise any suitable
shape, such as, for example, at least one of rounded, sphere
shaped, toroid shaped, or frustoconical.

Disclosed herein are methods for removing contamination
from carbon fiber preforms, composite structures, and vari-
ous process vessels, including furnaces.

Contaminates may be itroduced to carbon fiber preforms
through the needling process described above, as metals
may transier from the needles to the fiber preforms. More-
over, the OPF may contain various metals that sublimate
during carbonization. The sublimated or vaporized contami-
nates may be deposited on the furnace and/or its associated
plumbing. These contaminates may include various metals
such as sodium, potassium, 1ron, calcium, silicon, titanium,
nickel, and/or their oxides, such as Na,O, KO, Fe,O,, CaO,
S10,, Ti0,, N1O or various combinations thereof, {for
example. Similarly, the carbon composite may be exposed to
contaminates within the furnace, or when 1t 1s removed {from
the furnace to be machined during the densification process.
With reference to FIG. 1 the furnace of a furnace 101, 201
can be subjected to contaminates introduced when a con-
taminated fiber preform 120 or composite structure 120 are
placed within the furnace 101, for example. Portions of the
contaminates may be deposited within the interior 102 of the
turnace 101, at the same time as the preform or structures.
Relatedly, when the furnace 101 i1s heated, some of the
contaminates may have sublimated or vaporized but were
not completely exhausted from the furnace 101.

Referring to FIG. 3, the furnace can go through a purifi-
cation process or method 301, to remove these contaminates.
An intermediate product of the carbon/carbon part within the
furnace may also be purnfied using a purification process.

Referring to FIG. 1 a furnace 101, an intake 103 and an
exhaust 104. It may also comprise plumbing 105 associated
with the operation of the furnace. The intermediate products
of the C/C parts 120 may be placed within the furnace 102.
For purposes of illustration, all the intermediate products of
the C/C parts 120 may be one of carbon fiber preforms
(carbon preforms), porous structures, fibrous preforms, car-
bonized preforms, or composite structures (carbon compos-
ites). Once an imtermediate product of the carbon/carbon part
1s placed within the furnace 101, furnace 101 may be purged

using an a pre-reduction purging gas flow, where a pre-
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reduction purging gas flow comprises introducing and
removing an nert gas such as argon, helium, krypton, neon,
or xenon, or a gas with low reactivity such as nitrogen gas
(N,). This can be used to remove a number of unwanted
substances from the furnace 101, including oxygen gas (O,).

A gaseous reducing agent (1.¢., a reducing agent in a
gaseous form), can then be introduced to the furnace 101,
step 320. In various embodiments, this may be done at a first
temperature, which may be between 0° C. and 40° C. (32°
F.-104° F.), 10° C. and 30° C. (50° F.-86° F.) or 15° C. and
25° C. (39° E.-77° F.). The pressure within the furnace 101
can be a first pressure between 0.5 kPa-31 kPa (4 torr-240
torr), or 2 kPa and 8 kPa (15.5 torr-60 torr). The temperature
within the furnace 101 can be adjusted to a second tempera-

ture, 1n step 340. This second temperature may be between
500° C. and 900° C. (932° F.-1652° F.), 530° C. and 850° C.

(1022° F.-1562° F.), or 600° C. and 800° C. (1112° F.-1472°
F.). As the temperature is raised from the first temperature to
the second temperature, the furnace is sealed. As a result, the
pressure will increase from the first pressure at the first
temperature to a second pressure at the second temperature.
This second pressure may be between 13 kPa and 400 kPa
(100 torr-3,000 torr), or 46 kPa and 100 kPa (350 torr-7350
torr). The second pressure will force the gaseous reducing
agent 1to the fibrous preform and into the walls of the
furnace. This allows the gaseous reducing agent to come 1nto
contact with a greater amount of contaminates.

The furnace 101 1s then held at the second temperature for
a reduction time while the contaminates on and/or within the
carbon fiber preform 120 are reduced by the gaseous reduc-
ing agent. As the gaseous reducing agent 1s added, and the
temperature increases irom the first temperature to the
second temperature, The pressure may rise inside the fur-
nace; however, in various embodiments, the exhaust 104
may be open during the transition to the second temperature,
in which case pressure in the furnace at the second tem-
perature may equal the first pressure.

The length of the reduction time may be varied depending,
on amount of contaminates, the amount of gaseous reducing
agent added, the temperature used, and the pressure used.
The reduction time may be between five minutes and six
hours, 10 minutes and four hours, or 15 minutes and two
hours. In their elemental form (i.e., having an oxidation state
of 0), the contaminates will be sublimated or vaporized at a
lower temperature that they would 1n their 10n1c or oxidized
forms.

A first group of contaminates may transition to a gaseous
state at the first temperature and the third pressure, after
undergoing reduction. As shown 1n step 350, the remaining
gaseous reducing agent and the gaseous (e.g., sublimated or
vaporized) contaminates that sublimated or vaporized at the
first pressure and second temperature, 1f any, can be sub-
stantially removed from the furnace 101 using a first pres-
sure differential, or a first purging gas flow. (In this specific
context “substantially removed” means that the majority of
the gaseous reducing agent and gaseous contaminates are
removed.) The first purging gas flow may be created by
flowing an 1nert gas such as argon, helium, krypton, neon, or
xenon, or a gas with low reactivity such as nitrogen gas (N, )
into and out of the furnace.

Turning to step 360, the furnace 101 may be heated to a

third temperature. This third temperature may be between
1700° C. and 2400° C. (3092° F.-4352° F.), 1800° C. and

2300° C. (3272° F.-4172° F.), or 1900° C. and 2200° C.
(3452° F.-3992° F.). The third temperature may be set to
slightly above the vaporization temperature for a particular
contaminate. The pressure within the furnace 101 may also
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be decreased to a third pressure, step 370. This third pressure
may be between 0.5 Pa and 15.0 Pa+/-0.3 Pa. At these
temperatures and pressures, the remaining reduced contami-
nates will continue to sublimate. Once sublimated, the
contaminates may be and be removed from the furnace 101
through either a second pressure differential, or a second
purging gas flow in 380. The second pressure differential
may be continuous as the temperature increases from the
second temperature to the third temperature. The second
purging gas flow may be created by tlowing an inert gas such
as argon, helium, krypton, neon, or xenon, or a gas with low
reactivity such as nitrogen gas (N,) ito and out of the
furnace. The second purging gas flow may be separate from
the pre-reduction gas flow, and the first purification gas flow
may also be separate from the pre-reduction gas flow. The
concentration of contaminates in and on the matrix of the
carbon fiber preform 120 can be reduced to between 30 and
S0 ppm.

With reference to FIG. 4, and continued reference to FIG.
1, contamination may be removed from the furnace 101, and
optionally an imntermediate product of the carbon/carbon part
120 within the furnace, through a method 401 using hydro-
gen gas, H, to reduce the contaminates. An intermediate
product of the carbon/carbon part 120 may be placed within
the furnace 101. The furnace 101 may first be purged using,
an inert gas such as argon, helium, krypton, neon, or xenon,
or a gas with low reactivity such as nitrogen gas (IN,). Next,
hydrogen gas can be introduced 1nto the furnace 101 at a first
temperature. The first temperature may be between 0° C. and
40° C. (32° F.-104° F.), 10° C. and 30° C. (50° F.-86° F.) or
15°C. and 25° C. (59° F.-77° F.). The pressure of the furnace
101 may be a first pressure of between 0.5 kPa-31 kPa (4
torr-240 torr), or 2 kPa and 8 kPa (13.5 torr-60 torr). The
temperature within the furnace can be raised to a second
temperature between 500° C. and 900° C. (932° F.-1652°F.),
550° C. and 850° C. (1022° F.-1562° F.), or 600° C. and 800°
C. (1112° F.-14772° F.). As the temperature 1s raised from the
first temperature to the second temperature, the furnace 1s
sealed. As a result, the pressure will increase from the first
pressure at the first temperature to a second pressure at the
second temperature. This second pressure may be between
13 kPa and 400 kPa (100 torr-3,000 torr), or 46 kPa and 100
kPa (350 torr-750 torr). The second pressure will force the
gaseous reducing agent into the fibrous preform and 1nto the
walls of the furnace. This allows the gaseous reducing agent
to come 1nto contact with a greater amount of contaminates.

At this second temperature, the contaminates will undergo
reduction for a reduction time. The following are examples
of such reduction reactions, given hydrogen gas as the
gaseous reducing agent:

H,+Na,O—H,0+2Na
H2 +KEO:H20+2K

3 H2+F62 O3=3H20+2FE

Some contaminates, comprising a first group of contami-
nates, may sublimate at the first pressure and second tem-
perature. The reduction time may be between five minutes
and si1x hours, 10 minutes and four hours, or 15 minutes and
two hours. After the furnace 101 has been maintained at the
second temperature for a reduction time, the hydrogen gas
and the first group of contaminates may also be substantially
removed using a first pressure differential or a first purging,
gas tlow, as shown 1n step 450. (In this specific context
“substantially removed” means that the majority of the
hydrogen gas and first group of contaminates are removed.)
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The first purging gas flow may be created by flowing an inert
gas such as argon, helium, krypton, neon, or xenon, or a gas
with low reactivity such as nitrogen gas (N,) into and out of
the furnace.

Once the hydrogen 1s removed, the furnace 101 may be
heated to a third temperature. The third temperature may be
a temperature that 1s higher than the vaporization tempera-
ture of a targeted contaminate at a third pressure. The third
temperature may be between 1700° C. and 2400° C. (3092°
F.-4352° F.), 1800° C. and 2300° C. (3272° F.-4172° F.), or
1900° C. and 2200° C. (3452° F.-3992° F.). The furnace 101
can additionally be adjusted to the third pressure, step 470,
which may be between about 0.5 Pa and 15.0 Pa+/-0.3 Pa.
The furnace 101 may then be vented by creating a second
pressure differential, or a second purging gas flow, shown in
step 480. As the furnace 1s vented, the second group of
contaminates may be substantially removed from the fur-
nace. (In this specific context “substantially removed”
means that the majority the second group of contaminates 1s
removed.) The second pressure differential or second purg-
ing gas flow may be continuous during steps 470 and 480.
That 1s, there may not be a In various embodiments, the
second pressure diflerential or second purging gas flow may
not be created until after step 470. The second purging gas
flow may be created by flowing an inert gas such as argon,
helium, krypton, neon, or Xxenon, or a gas with low reactivity
such as nitrogen gas (N,) into and out of the furnace.

Implementing the various steps, techmiques, combina-
tions, etc. discussed herein, below are various examples of
use of the purification methods with hydrogen gas disclosed
herein.

Example 1

A sample of carbon fiber was measured for impurities,
which were found to be 265 ppm. The sample was subjected
to a method as described herein. In particular, the carbon
fiber was subjected to hydrogen gas and heated to 1900° C.
After the process, the carbon fiber was measured to have
impurities of 12 ppm. A second sample of carbon fiber was
subjected to a method as described herein. In particular, the
second sample of carbon fiber was subjected to hydrogen
gas and heated to 2187° C. A scanming electron microscope
(SEM) was used to view the carbon fiber at a resolution of
nm level. The surface appeared undamaged. Benefits and
other advantages have been described herein with regard to
specific embodiments. Furthermore, the connecting lines
shown 1n the various figures contained herein are intended to
represent exemplary functional relationships and/or physical
couplings between the various elements. It should be noted
that many alternative or additional functional relationships
or physical connections may be present 1n a practical system.
However, the benefits, advantages, and any elements that
may cause any benefit or advantage to occur or become more
pronounced are not to be construed as critical, required, or
essential features or elements of the disclosure. The scope of
the disclosure 1s accordingly to be limited by nothing other
than the appended claims, 1n which reference to an element
in the singular 1s not intended to mean “one and only one”
unless explicitly so stated, but rather “one or more.” More-
over, where a phrase similar to “at least one of A, B, or C”
1s used in the claims, i1t 1s intended that the phrase be
interpreted to mean that A alone may be present 1n an
embodiment, B alone may be present in an embodiment, C
alone may be present 1n an embodiment, or that any com-
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bination of the elements A, B and C may be present 1n a
single embodiment; for example, A and B, A and C, B and
C, or A and B and C.

Systems, methods and apparatus are provided herein. In
the detailed description herein, references to ““various
embodiments”, “one embodiment”, “an embodiment”, “an
example embodiment”, etc., indicate that the embodiment
described may include a particular feature, structure, or
characteristic, but every embodiment may not necessarily
include the particular feature, structure, or characteristic.
Moreover, such phrases are not necessarily referring to the
same embodiment. Further, when a particular feature, struc-
ture, or characteristic 1s described in connection with an
embodiment, 1t 1s submitted that 1t 1s within the knowledge
of one skilled 1n the art to affect such feature, structure, or
characteristic 1n connection with other embodiments
whether or not explicitly described. After reading the
description, it will be apparent to one skilled 1n the relevant
art(s) how to implement the disclosure 1n alternative
embodiments.

Furthermore, no element, component, or method step in
the present disclosure 1s intended to be dedicated to the
public regardless of whether the element, component, or
method step 1s explicitly recited in the claims. No claim
clement herein 1s to be construed under the provisions of 35
U.S.C. 112(1), unless the element 1s expressly recited using,
the phrase “means for.” As used herein, the terms “com-
prises’, “comprising”, or any other vanation thereof, are
intended to cover a non-exclusive inclusion, such that a
process, method, article, or apparatus that comprises a list of
clements does not include only those elements but may
include other elements not expressly listed or inherent to
such process, method, article, or apparatus.

What 1s claimed 1s:
1. A method of manufacturing a carbon/carbon brake disk
comprising;
forming a carbon preform;
placing the carbon preform within a furnace;
purifying the carbon preform by:
introducing a gaseous reducing agent into the furnace at
a first temperature;
increasing a temperature within the furnace to a second
temperature greater than the first temperature;
removing the gaseous reducing agent from the furnace
by at least one of creating a first pressure diflerential
or flowing a first purging gas through the furnace;
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increasing the temperature within the furnace to a third
temperature greater than the second temperature and
decreasing a pressure within the furnace, after
removing the gaseous reducing agent, to vaporize a
contaminate; and

removing the vaporized contaminate from the furnace
by at least one of creating a second pressure difler-
ential or flowing a second purging gas through the
furnace; and

carbonizing the carbon preform after purifying the carbon

preform.

2. The method of claim 1, further comprising densiiying
the carbon preform after carbonizing the carbon preform.

3. The method of claim 1, wherein

removing the gaseous reducing agent from the furnace

comprises flowing the first purging gas through the
furnace, and wherein the first purging gas 1s at least one
of argon, helium, krypton, neon, xenon, or nitrogen.

4. The method of claim 3, wherein the gaseous reducing
agent 1s hydrogen gas.

5. The method of claim 4, wherein the furnace 1s at a first
pressure between 0.5 kPa and 31 kPa when the hydrogen gas
1s 1mtroduced, and wherein the furnace 1s at a second
pressure greater than the first pressure when the furnace 1s at
the second temperature.

6. The method of claim 5, wherein the second pressure 1s
between 13 kPa and 400 kPa.

7. The method of claim 6, wherein the furnace 1s held at
the second temperature for a reduction time.

8. The method of claim 6, wherein the first temperature 1s
between 0° C. and 40° C., and wherein the second tempera-
ture 1s between 500° C. and 900° C., and wherein the third
temperature 1s between 1700° C. and 2400° C.

9. The method of claim 1, further comprising flowing a
pre-reduction purging gas through the furnace prior to
introducing the gaseous reducing agent, wherein the pre-
reduction purging gas 1s an inert gas.

10. The method of claim 9, wherein the pre-reduction
purging gas 1s at least one of argon, helium, krypton, neon,
Xenon, or nifrogen gas.

11. The method of claim 1, wherein the vaporized con-
taminate comprises at least one of sodium, potassium,
calcium, 1ron, nickel, titanium and silicon.

12. The method of claim 1, wherein the pressure within
the furnace 1s decreased to between 0.5 Pa and 15.0 Pa to

vaporize the contaminate.

% o *H % x
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